. Atomic coordinates (× 10 4 ) and equivalent isotropic displacement parameter (Å 2 × 10 3 ) for A 2 CdSn 2 S 6 (A = Cs(1), Rb(2), K(3-β)) compounds.
*U eq is defined as one-third of the trace of the orthogonalized U ij tensor Table S2 . Bond lengths (Å) and bond valence sums (BVS) for A 2 CdSn 2 S 6 (A = Cs(1), Rb(2), K(3-β)) compounds.
Bonds
Bond lengths(Å) Cs 2 CdSn 2 S 6 (1) Rb 2 CdSn 2 S 6 (2) K 2 CdSn 2 S 6 (3-β) Sn (1) 
3.8527 (0) 3.698 (3) 3
.1968(16) A(1)-S(3)
3.5465(1)
3.388(3) -A(1)-S(4)
3.5753(1) 3.440 (3) 3
.2910(18) A(1)-S(5)
3.6465(1) 3.408 (3) 3
.2758(17) A(1)-S(6)
3.4024(1) 3.244 (3) 3
.2854(16) A(1)-S(2)
- 
From the following two equations: a + b = R ia = jb (at center of mass) i,j = masses (or charges) of i and j Table S3 . Dipole moment calculations for Cs 2 CdSn 2 S 6 (1) and Rb 2 CdSn 2 S 6 (2) compounds. Table S3 . Dipole moment calculations for Cs 2 CdSn 2 S 6 (1) and Rb 2 CdSn 2 S 6 (2) compounds (contd. Figure S1 . ORTEP diagrams of coordinations of Cs + (top), Rb + (middle) and K + (bottom) ions in A 2 CdSn 2 S 6 (A = Cs(1), Rb(2) and K(3-β)) compounds.
Figure S2.
Powder XRD patterns of (bottom) K 2 CdSn 2 S 6 (3-β) and (top) its thermally transformed product, K 2 CdSn 2 S 6 (3-α). 
